. 1 H, 13 C and 31 P NMR spectra were recorded at 298 K on a Bruker AV300 spectrometer, with the solvent peak as the internal reference.
Crystallisations conditions for 1
In a 5 mL vial, compound 1 (8 mg, 8.66 mol) was dissolved in C 2 H 4 Cl 2 (4 mL). The vial was placed into a closed jar containing pentane (6-8 mL). Yellow crystals, suitable for X-ray analysis, were obtained after 3 days by vapour diffusion.
Crystallisations conditions of 1-ZnCl 2
In a 5 mL tube, compound 1 (1.5 mg, 1.62 mol) was dissolved in 1 mL of C 2 H 4 Cl 2 . ZnCl 2 (5 mg, 37 mol) was dissolved in 1 mL of MeOH and was gently layered on the top of the solution containing the tecton 1. Colourless crystals, suitable for X-ray analysis, were obtained after 1 week. Anal. Calcd. for C 50 H 38 Cl 2 N 2 ZnP 2 Pt (C 2 H 4 Cl 2 ) 1.56 : C, 52.53 %; H, 3.67 %; N, 2.30 %; Found: C, 52.55 %; H, 3.62 %; N, 2.26 %. IR data (cm -1 ): ν = 1589, 1476, 1435, 1234, 1184, 1099, 997, 817, 710, 690, 654, 510 .
Crystallisations conditions for 1-CoCl 2
In a 5 mL tube, compound 1 (1.5 mg, 1.62 mol) was dissolved in 1 mL of C 2 H 4 Cl 2 . CoCl 2 (5 mg, 38 mol) was dissolved in 1 mL of MeOH and was gently layered on top of a crystallization tube containing the tecton 1. Blue crystals, suitable for X-ray analysis, were obtained after 1 week 1475, 1435, 1403, 1233, 1183, 1099, 1052, 1027, 816, 709, 689, 509 .
Crystallisations conditions for 1-CoBr 2
In a 5 mL tube, compound 1 (1.5 mg, 1.62 mol) was dissolved in 1 mL of C 2 H 4 Cl 2 . CoBr 2 (5 mg, 23 mol) was dissolved in 1 mL of MeOH and was gently layered on the top of the solution containing the tecton 1. Blue crystals, suitable for X-ray analysis, were obtained after 1 week. Anal. Calcd. for C 50 H 38 Br 2 N 2 CoP 2 Pt : C, 52.56 %; H, 3.35 %; N, 2.45 %; Found: C, 52.82 %; H, 3.45%; N, 2.32 %. IR data (cm -1 ): ν = 1566, 1588, 1475, 1435, 1402, 1235, 1184, 1099, 1051, 1027, 816, 743, 710, 689, 509 .
Generation of 1-ZnCl 2 @1-CoBr 2 (or CoCl 2 ) core-shell crystals Preformed crystals 1-CoBr 2 (or 1-CoCl 2 ) (approximately 0.1 x 0.06 x 0.02 mm) were placed in a 1:1 mixture of C 2 H 4 Cl 2 : MeOH (3 mL) containing the tecton 1 (1 mg / mL) and ZnCl 2 (5 mg / mL). After a few days, the blue seed crystals 1-CoBr 2 (or 1-CoCl 2 ) were converted into bicolour crystals, with a colourless shroud around the blue seed crystal.
Characterization of the 1-ZnCl 2 @1-CoBr 2 (or 1-ZnCl 2 @1-CoCl 2 ) core-shell crystals X-ray diffraction on core-shell crystals of the 1-ZnCl 2 @1-CoBr 2 (or 1-ZnCl 2 @1-CoCl 2 ) has been performed in order to check the crystalline nature of the core-shell crystals and to determine cell parameters. The data led to an average unit cell metrics (table 3) lying between the pure crystals 1-ZnCl 2 and 1-CoBr 2 (or 1-CoCl 2 ). Taking advantage of the difference in colour between the core (blue) and shroud (colourless) crystals, the core-shell crystals were cut affording two crystalline phases corresponding to 1-ZnCl 2 and 1-CoBr 2 (or 1-CoCl 2 ). X-ray diffraction on each phase revealed cell parameters close to those obtained independently for the pure crystals (see table S2 ).
X-Ray Crystallography

X-ray Diffraction on microcrystalline powder
Powder X-ray diffraction (XRPD) diagrams were collected on a Bruker D8 diffractometer using monochromatic Cu-K radiation with a scanning range between 3.8 and 40° using a scan step size of 2°/mn. As already demonstrated and currently admitted, for all compounds, discrepancies in intensity between the observed and simulated patterns are due to preferential orientations of the microcrystalline powders. (Table S1 ) Data were collected at 173(2) K on a Bruker APEX8 CCD Diffractometer equipped with an Oxford Cryosystem liquid N 2 device, using graphite-monochromated Mo-Kα (= 0.71073 Å) radiation. For both structures, diffraction data were corrected for absorption. Structures were solved using SHELXS-97 and refined by full matrix leastsquares on F 2 using SHELXL-97. The hydrogen atoms were introduced at calculated positions and not refined (riding model). 2 They can be obtained free of charge from the Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/datarequest/cif. CCDC: 1508100-1508103.
X-ray diffraction on Single-Crystal
[2] Sheldrick, G. M.: Program for Crystal Structure Solution; University of Göttingen: Göttingen, Germany, 1997. Table S1 : Crystallographic parameters recorded at 173 K for 1 and 1-MX 2 (M = Co and Zn and X = Cl or Br), 1-CoBr 2 .
